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(54) Single step hydrogenation of nitrobenzene to p-aminophenol 



(57) The present invention provides a single step 
process for the preparation of p-aminophenol by hydro- 
genation of nitrobenzene in presence of an aqueous ac- 
id over a mono or bimetallic catalyst at a temperature in 
the range of 80-1 20°C for a period of 1 to 4 hrs. The 



resulting reaction mixture is extracted with toluene to 
separate the aqueous layer containing PAP and neutral- 
ising it stepwise with ammonia solution to recover the 
solid p-aminophenol. 
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Description 

Field of the invention 

[0001] The present invention relates to a single step 
hydrogenation process for the preparation of p-ami- 
nophenol. More particularly, the process relates to the 
preparation of p-aminophenol in an aqueous acid medi- 
um using mono and bimetallic nickel catalysts. 

Background of the invention 

[0002] p-Aminophenol (PAP) is a well known and very 
useful industrial chemical. It is used as an intermediate 
in the production of pharmaceuticals such as paraceta- 
mol, in the production of dyestuffs such as sulphur dyes 
and in making photographic chemicals. 
[0003] Conventionally, PAP is prepared by hydrolys- 
ing p-nitrochlorobenzene to p-nitrophenol. Hydrogena- 
tion of p-nitrophenol to PAP is then carried out using Fe/ 
HCI catalyst. In this multi-step process, quantity of iron 
(catalyst precursor) required is quite large, subsequent- 
ly the production of iron-iron oxide sludge is large, pos- 
ing a serious effluent problem. The work-up of reaction 
crude is cumbersome. The quantity of iron used is very 
important for the faster reduction rate. 
[0004] An important commercial process for the prep- 
aration of p-aminophenol involves the catalytic hydro- 
genation of nitrobenzene in acidic medium using sup- 
ported platinum based catalysts. In this process phenyl- 
hydroxylamine (PHA) is first formed and this intermedi- 
ate immediately rearranges in the presence of acid to 
PAP. The major by-product formed is aniline. In actual 
practice, both these steps are carried out in a single re- 
actor. The reaction mixture consists of both aqueous as 
well as organic phases. 

[0005] Reference may be made to US patent 
3,383,416; 1969 by Benner wherein the catalyst report- 
ed was Pt/C for hydrogenation of nitrobenzene to p-ami- 
nophenol. Greco (US Pat. 3,953,509; 1976) reported 
the use of molybdenum sulphide on carbon catalyst for 
the hydrogenation of nitrobenzene to PAP. Dunn (US 
Pat. 4,264,529; 1981) has reported the use of platinum 
on y-alumina for the hydrogenation of nitrobenzene to 
yield PAP. Low temperature hydrogenation in the pres- 
ence of modified catalyst system containing sulphur 
compound and the rearrangement step in a separate 
vessel has been suggested by Caskey and Chapman 
(US Pat. 4,415,753: 1983). Rylander et al. (US Pat. 
3,71 5,397: 1 973) disclosed a process for preparation of 
PAP by catalytic hydrogenation of nitrobenzene in a sul- 
phuric acid medium in the presence of dimcthylsulfox- 
ide, using platinum oxide catalyst. 
[0006] Thus, the catalysts used for hydrogenation of 
nitrobenzene to p-aminophenol reported in the literature 
are Pt, Pd, Ru : and Pt0 2 . Among these catalysts, how- 
ever, Pt is the most active for this system but il is very 
costly. All these being noble metal the process becomes 



cost intensive. It also demands to use the same catalyst 
for several times and also to recover the metal from de- 
activated catalyst in order to make the process econom- " 
ical. 

5 [0007] p-Aminophenol is an important raw material for 
making paracetamol which is widely used in antipyretic " 
and analgesic drug formulations. Conventional method 
for preparation of p-aminophenol (PAP) involves reduc- 
tion of nitrophenol with Fe-HCI. This process suffers 

10 from major drawbacks such as formation of large 
amount of sludge (1.2kg sludge/kg product) posing se- 
rious effluent problems and cumbersome work up of re- 
action crude to obtain pure PAP Alternate process for 
PAP involves the catalytic hydrogenation of nitroben- 

15 zene using supported platinum catalyst in presence of 
aqueous acid. 

[0008] In accordance with this invention, it has now 
been discovered that group VIM metal like nickel alone 
or combination of nickel with traces of noble metals like 
20 pt or Pd can be used as an efficient and cheaper catalyst 
system for hydrogenation of nitrobenzene to PAP. Com- 
plete conversion of nitrobenzene is achieved to give 
PAP as the major product with aniline as a side product. 



[0009] The main object of the present invention is to 
provide mono and bimetallic catalysts for single step hy- 
drogenation of nitrobenzene to p-aminophenol, which 
30 obviates the drawbacks as detailed above. 

Summary of the invention 

[0010] The present invention provides a single step 
35 process for the preparation of p-aminophenol by hydro- 
genation of nitrobenzene in presence of an aqueous ac- 
id over a mono or bimetallic Ni catalyst, terminating the 
reaction to obtain a reaction mixture containing the prod- 
uct, extracting the reaction mixture with an organic sol- 
40 vent, separating the aqueous layer containing PAP and 
neutralising with ammonia solution to separate the solid 
product. 

[0011] The present invention provides a single step 
process for the preparation of p-aminophenol which 

45 comprises contacting a mixture of nitrobenzene and 
aqueous acid with hydrogen over a Ni containing cata- 
lyst at a hydrogen pressure uplo 1000 psig, at a temper- 
ature in the range of 80-1 20°C for a period of 1 to 4 hrs, 
terminating the reaction to obtain a reaction mixture con- 

50 taining the product, extracting the reaction mixture with 
an organic solvent, separating the aqueous layer con- 
taining the product, adjusting it's pH to 7-8 to get solid 
p-aminophenol. 

[0012] Accordingly the present invention provides a 
55 process for the single step hydrogenation of nitroben- 
zene to p-aminophneol. said process comprising (a) 
contacting a mixture of nitrobenzene and aqueous acid 
with hydrogen mono or bimetallic catalyst at a pressure 
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upto 700 psL at a temperature 80-1 20°C for a period of 
1- 4 hrs, (b) terminating the reaction to obtain product 
mixture, (c) removing the reaction mixture from the auto- 
clave, (d) separating the catalyst and resin from the re- 
action mixture by filtration, (e) extracting the filtrate with 
toluene, (f) analysing the organic and aqueous layers 
for reactants and products using GC and PLC, (g) treat- 
ing the aqueous layer with ammonia solution to adjust 
the pH of solution to 3-4 to partly precipitate PAP ; (h) 
separating the solid thus obtained by filtration, (i) ex- 
tracting the filtrate with toluene, (j) treating the aqueous 
layer with ammonia solution to pH 7-8 to substantially 
precipitate PAP, (k) washing the total solid thus obtained 
after first and second extraction with distilled water, dry- 
ing and weighing. 

[0013] In one embodiment of the invention, the cata- 
lyst comprises 1 0 % Ni on a solid support selected from 
the group consisting of silica, ZSM-5; clay and carbon. 
[0014] In another embodiment of the invention, a bi- 
metallic catalyst comprising of Ni and traces of one of 
the group VIII metals is used as a catalyst system to 
increase the selectivity of p-aminophenol. 
[0015] In yet another embodiment of the present in- 
vention, the temperature of the reaction ranges between 
80-120°C. 

[0016] In still another embodiment of the present in- 
vention, the concentration of acid used is ranges be- 
tween 2.5-1 0 %w/w. 

[0017] In another embodiment of the present inven- 
tion, Pt content of the catalyst is in the range of 0.05-3 %. 
[0018] In another embodiment of the present inven- 
tion, Ni content of the catalyst is in the range of 5-20 %. 
[0019] In another embodiment the organic solvent 
used for the extraction of reaction mixture may be se- 
lected from toluene, cyclohexane, ethyl acetate or alike. 

Detailed description of the invention 

[0020] The following examples are given by way of il- 
lustration and therefore should not be construed to limit 
the scope of present invention. 

EXAMPLE 1 

Preparation of powdered 10%Ni/ZSM-5 catalyst. 

[0021] Monometallic Ni supported on zeolite catalyst 
was prepared by precipitation technique following the 
procedure as given: The support (5 gm) zeolite 2SM-5 
(Si/AU20) was calcined for 4 hours before use at 773 K 
A slurry of the support was made in distilled water, 
stirred for 2 hrs at 363 K. To this hot solution, 2.47 gm 
of Ni (N0 3 ) 2 .6H 2 0 was added. After stirring for 6 hrs, 1 0 
% ammonium carbonate solution was added dropwise. 
The addition continued till a pH value of 1 0 was attained. 
The resulting slurry was filtered to obtain a green cake 
and a colourless filtrate confirming the complete precip- 
itation of Ni as nickel carbonate. The A AS analysis re- 
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vealed the absence of Ni in the filtrate. The cake was 
dried overnight at 383 K and was calcined in a static air 
furnace at 773 K for 10 hrs. The reduction was carried 
out in an activation furnace using Silica-quartz tube at 
5 773 K at hydrogen flow rate of 5x 1 0 5 m 3 /min . for 1 0 hrs. 

EXAMPLE 2 

[0022] For bimetallic catalyst, the monometallic 1 0% 
10 Ni/ZSM-5 catalyst before calcination is charged to a tol- 
uene solution containing Pt (C 8 H 12 )CI 2 as Pt precursor. 
This suspension was refluxed for 4 hrs and the excess 
toluene was removed using a rotavapor. The powder ob- 
tained was calcined in static air at 773 K for 10 hrs. The 
15 reduction of the catalyst was carried out in an activation 
furnace using Silica-quartz tube at 773 K at hydrogen 
flow rate of 5x1 0" 5 m 3 /min. for 10 hrs. 

EXAMPLE 3 

[0023] PAP was prepared by single step catalytic hy- 
drogenation of nitrobenzene in a stirred 0.3 litre hastel- 
loy autoclave having an automatic temperature control- 
ler. A reaction charge was prepared by adding 1 0 gm 
(0.0813 mol) of nitrobenzene, 85gm water, 0.20 gm 
10%Ni/C catalyst and 5.5 gm (3ml) sulphuric acid. The 
reactor was sealed, purged initially with nitrogen and 
then with hydrogen. When the reaction temperature was 
attained to 120°C, the reactor was pressurised to 400 
psig with H 2 and the reaction was commenced by start- 
ing the agitation. The temperature was controlled during 
the reaction in the range of 118-122°C. Hydrogen up- 
take was monitored with pressure gauge as a function 
of time. When hydrogen uptake stopped abruptly indi- 
cating the end of reaction (after slightly more than 2 
moles of hydrogen per mole of nitrobenzene was con- 
sumed), the reaction was stopped. After completion of 
reaction, the reactor was purged with nitrogen . the re- 
action mixture was removed from the autoclave and the 
catalyst was separated from the reaction mixture by fil- 
tration. The filtrate was extracted with toluene. The or- 
ganic and aqueous layers were analysed for reactants 
and products using GC and HPLC The aqueous layer 
was treated with ammonia solution to adjust the pH of 
solution to 3-4, when PAP is precipitated partly. The sol- 
id thus obtained is separated by filtration. Again the fil- 
trate is extracted with toluene and aqueous layer is treat- 
ed with ammonia solution to pH 7-8 when maximum 
amount of PAP is precipitated. The total solid thus ob- 
tained after first and second extraction is washed with 
distilled water, dried and weighed. The conversion of ni- 
trobenzene was found to be 14 % aid selectivity of PAP 
was found to be 14 % and 86 % to aniline. 



[0024] In a typical experiment . 10 gm of nitrobenzene, 
85 gm of water. 0.2 gm of 10 %Ni/SiQ 2 catalyst and 3ml 
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sulphuric acid were added to the reactor. The reaction 
was carried out at 120°C and hydrogen pressure of 400 
psig. After completion of reaction the reactor was 
cooled, catalyst was separated by filtration and washed 
and extracted with toluene. The solid PAP was recov- 
ered from aqueous layer by neutralisation with ammonia 
solution. Aqueous and organic layers were analysed by 
GC and HPLC. The conversion of nitrobenzene was 
found to be 30% with 11% selectivity to PAP and 89% 
selectivity to aniline. 

EXAMPLE 5 

[0025] In a typical experiment, 1 0 gm of nitrobenzene, 
85 gm of water, 0.2 gm of 10 %Ni/ZSM-5 catalyst and 3 
ml sulphuric acid were added to the reactor. The reac- 
tion was carried out at 120°C and hydrogen pressure of 
400 psig. After completion of reaction the reactor was 
cooled, catalyst was separated by filtration, washed and 
extracted with toluene. The solid PAP was recovered 
from aqueous layer by neutralisation with ammonia so- 
lution. Aqueous and organic layers were analysed by 
GC and HPLC. The conversion of nitrobenzene was 
found to be 45 % with 45 % selectivity to PAP and 55% 
selectivity to aniline. 

EXAMPLE 6 

[0026] In a typical experiment, 1 0 gm of nitrobenzene, 
85 gm of water, 0.2 gm of 10 %Ni - 0.05 %Pt/ZSM-5 
catalyst and 3 ml sulphuric acid were added to the re- 
actor. The reaction was carried out at 1 20°C and hydro- 
gen pressure of 400 psig. After completion of reaction 
the reactor was cooled, catalyst was separated by filtra- 
tion and washed and extracted with toluene. The solid 
PAP was recovered from aqueous layer by neutralisa- 
tion with ammonia solution. Aqueous and organic layers 
were analysed by GC and HPLC. The conversion of ni- 
trobenzene was found to be 49% with 11 % selectivity 
to PAP and rest to aniline. 

EXAMPLE 7 

[0027] In a typical experiment, 1 0 gm of nitrobenzene, 
85 gm of water 0.2 gm of 10 %Ni-0.1%Pt/ZSM-5 cata- 
lyst and 3 ml sulphuric acid were added to the reactor. 
The reaction was carried out aL 120°C and hydrogen 
pressure of 400 psig. After completion of reaction the 
reactor was cooled, catalyst was separated by filtration 
and washed and extracted with toluene The solid PAP 
was recovered from aqueous layer by neutralisation 
with ammonia solution. Aqueous and organic layers 
were analysed by GC and HPLC. The conversion of ni- 
trobenzene was found to be 42 % with 25% selectivity 
to PAP and 75 % selectivity to aniline. 



EXAMPLE 8 

[0028] In atypical experiment, 10 gmof nitrobenzene, 
85 gm of water, 0.2 gm of 1 0 %Ni-1%Pt/ZSM-5 catalyst 
s and 3 ml sulphuric acid were added to the reactor. The 
reaction was carried out at 120°C and hydrogen pres- 
sure of 400 psig. After completion of reaction the reactor 
was cooled, catalyst was separated by filtration and 
washed and extracted with toluene. The solid PAP was 
10 recovered from aqueous layer by neutralisation with am- 
monia solution. Aqueous and organic layers were ana- 
lysed by GC and HPLC. The conversion of nitrobenzene 
was found to be 93 % with 63 % selectivity to PAP and 
45 % selectivity to aniline. 

15 

EXAMPLE 9 

[0029] In a typical experiment, 1 0 gm of nitrobenzene, 
85 gm of water, 0.2 gm of 1 0 %Ni-1%PL/ZSM-5 catalyst 
20 and 3 ml sulphuric acid were added to the reactor. The 
reaction was carried out at 80°C and hydrogen pressure 
of 400 psig. After completion of reaction the reactor was 
cooled, catalyst was separated by filtration and washed 
and extracted with toluene. The solid PAP was rccov- 
25 eredfrom aqueous layerby neutralisation with ammonia 
solution. Aqueous and organic layers were analysed by 
GC and HPLC. The conversion of nitrobenzene was 
found to be 100% with 25 % selectivity to PAP and 75 
% selectivity to aniline. 

30 

EXAMPLE 10 

[0030] In a typical experiment, 1 0 gm of nitrobenzene, 
85 gm of water, 0.1 gm of 1 0 %Ni-1%Pt/ZSM-5 catalyst 
35 and 3 ml sulphuric acid were added to the reactor. The 
reaction was carried out at 120°C and hydrogen pres- 
sure of 400 psig. After completion of reaction the reactor 
was cooled, catalyst was separated by filtration and 
washed and extracted with toluene. The solid PAP was 
40 recovered from aqueous layerby neutralisation with am- 
monia solution. Aqueous and organic layers were ana- 
lysed by GC and HPLC. The conversion of nitrobenzene 
was found to be 99 % with 45% selectivity to PAP and 
55 % selectivity to aniline. 

45 

EXAMPLE 11 

[0031 ] In a typical experiment, 1 0 gm of nitrobenzene, 
85 gm of water, 0.1 gm of 10 %Ni-3 %Pt/ZSM-5 catalyst 
so and 3 ml sulphuric acid were added to the reactor. The 
reaction was carried out at 120°C and hydrogen pres- 
sure of 400 psig. After completion of reaction the reactor 
was cooled, catalyst was separated by filtration and 
washed and extracted with toluene. The solid PAP was 
55 recovered from aqueous layerby neutralisation with am- 
monia solution. Aqueous and organic layers were ana- 
lysed by GC and HPLC. The conversion of nitrobenzene 
was found to be 99 % with 65 % selectivity to PAP and 
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35 % selectivity to aniline 
EXAMPLE 12 

[0032] In a typical experiment. 1 0 gm of nitrobenzene, 5 
85 gm of water, 0. 1 gm of 1 0 %Ni -1 %Pd/ZSM-5 catalyst 
and 3 ml sulphuric acid were added to the reactor. The 
reaction was carried out at 120°C and hydrogen pres- 
sure of 400 psig. After completion of reaction the reactor 
was cooled, catalyst was separated by filtration and io 
washed and extracted with toluene. The solid PAP was 
recovered from aqueous layer by neutralisation with am- 
monia solution. Aqueous and organic layers were ana- 
lysed by GC and HPLC. The conversion of nitrobenzene 
was found to be 99 % with 20 % selectivity to PAP and '5 
79 % selectivity to aniline. 

Claims 

20 

1. A process for the single step hydrogenation of ni- 
trobenzene to p-aminophenol, said process com- 
prising the steps: 

(a) contacting a mixture of nitrobenzene and 25 
aqueous acid with hydrogen over a mono or bi- 
metallic catalyst at a pressure of up to 700 psi 
(approximately 4.8 x 10 6 N.nv 2 ) at a tempera- 
ture of 80-1 20°C for a period of 1 to 4 hours, 



2. A process as claimed in claim 1 , wherein the tem- 
perature of the reaction ranges between 80-1 20°C. 

3. A process as claimed in claim 1 , wherein the bime- 
tallic catalyst employed is selected from the group 
consisting of Ni-Pt and Ni-Pd. 

4. A process as claimed in claim 1, wherein the N icon- 
tent in monometallic catalysts varies between 
5-20%. 

5. A process as claimed in claim 1 wherein the Pt con- 
tent of the catalyst is in the range of 0.05-3%. 



30 

(b) terminating the reaction to obtain product 
mixture, 

(c) removing the reaction mixture from the 
source of heat, 35 

(d) separating the catalyst and resin from the 
reaction mixture by filtration, 

(e) extracting the filtrate with tuluene, *o 

(f) treating the aqueous layer with ammonia so- 
lution to adjust the pH of solution to 3 to 4 to 
partly precipitate PAR 

45 

(g) separating the solid thus obtained by filtra- 
tion, 

(h) extracting the filtrate with toluene, 

50 

(i) treating the aqueous layer with ammonia so- 
lution to pH 7 to 8 to substantially precipitate 
PAP, 

(j) washing the total solid thus obtained after 55 
first and second extractions with distilled water 
and drying. 
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